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S1. Single Crystal X-Ray Crystallography
A single crystal of Rt•4PF6 was grown from a mixture of trans and cis isomers in MeCN by vapour diffusion of diisopropyl ether at room temperature. 
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S2. Coordinates of TTF  CBPQT 4+ Inclusion and Side-On Complexes
The geometries of TTF  CBPQT 4+ complexes were optimised at the level of M06-2X/6-311G** with PCM model for MeCN (rprobe= 2.19Å, εoptical =1.81 and εstatic=37.5), as provided by the manual of Jaguar 7.9.
[1] M06-2X functional is recommended for applications involving main group elements.
[2] For TD-DFT calculations, a dense grid NRAD=125 was used to describe S atoms. Both geometry optimization and TD-DFT were carried out with GAMESS.
S2.1 TTF  CBPQT 4+ Inclusion Complex-2CH3CN
M06-2X/6-311G** in PCM: -3698.3894603666 M06-2X/6-311G(2df,p) 7995122062 -0.1228915485 -9.3871574287 C 4.8180807340 -3.2357766434 -7.7559823479 N 4.3092428558 -4.2890725652 -7 .0952381150 H -0.0393539150 1.2230119475 -5.6283782642 C 2.0365553920 -0.7453455363 -7.4495234280 C 4.0753285369 -2.0900415947 -7.9275958234 C 1.1956908792 -0.3697458650 -6.4028598625 C 2.7935506966 -2. 0168092987 -7.3850823186 H 4.5387676254 -1.2570870105 -8.4385918968 C 3.0520982828 -4.2719512793 -6.6129529295 H 1.0371783230 -0.9968405062 -5.5361579763 H 2.7024060015 -5.1883161161 -6.1592773016 H 5.7492694761 -5.6786372675 -7.7090102677 C 2.2706141898 -3.1421581414 -6.7437928249 H 4.5926298832 -6.2799076968 -6.5034540681 H 1.2594139024 -3.1595626962 -6.3585440772 C 4.1935525623 1.5515450189 -5.6454453702 N 3.4004904322 1.4800589193 -4.8144972593 C 5.2050851758 1.6307902153 -6.6921396512 H 5.5149779395 2.6661436535 -6.8310621423 H 6.0633882407 1.0137592908 -6.4206054533 H 4.7934075683 1.2678447165 -7.6333726012 N 5.8709081818 -1.4269900572 -5.3008247846 C 5.0289536258 -1.5271137276 -4.5225971758 C 3.9564312844 -1.6305340887 -3.5400443826 H 3.6535378359 -0.6277469601 -3.2352369420 H 3.0988456372 -2.1437149745 -3.9752593949 H 4.2966926081 -2.1954021537 
